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activity and diversity of particle-emitting orga-
nisms seem likely to play important roles in Earth
history and future global change.

References and Notes
. ]. L. Jimenez et al., Science 326, 1525 (2009).
. M. Hallquist et al., Atmos. Chem. Phys. 9, 5155 (2009).
. S. Solomon, IPCC 4th Assessment Report (Cambridge
Univ. Press, Cambridge, 2007).
. M. O. Andreae, Science 315, 50 (2007).
S. T. Martin et al., Rev. Geophys. 48, RG2002 (2010).
. U. Paschl et al., Science 329, 1513 (2010).
. Q. Chen et al., Geophys. Res. Lett. 36, L20806 (2009).
. D. V. Spracklen et al., Atmos. Chem. Phys. 6, 5631
(2006).
. R. Weigel et al., Atmos. Chem. Phys. 11, 9983 (2011).
10. A. M. L. Ekman et al., Geophys. Res. Lett. 35, L17810
(2008).
11. Materials and methods are available as supplementary
materials on Science Online.
12. A. V. Tivanski, R. ]J. Hopkins, T. Tyliszczak, M. K. Gilles,
J. Phys. Chem. A 111, 5448 (2007).
13. S. F. Maria, L. M. Russell, M. K. Gilles, S. C. B. Myneni,
Science 306, 1921 (2004).
14. M. Claeys et al., Science 303, 1173 (2004).
15. . L. Goatley, R. W. Lewis, Plant Physiol. 41, 373 (1966).
16. W. Elbert, P. E. Taylor, M. O. Andreae, U. Pdschl,
Atmos. Chem. Phys. 7, 4569 (2007).
17. M. O. Andreae, Science 220, 1148 (1983).

W N

N oV

el

18. ]. Li, M. Posfai, P. V. Hobbs, P. R. Buseck, J. Geophys. Res.
108, 8484 (2003).

19. http://sigma.cptec.inpe.br/queimadas/v_anterior/
dados_ant/dp_anteriores.html.

20. http:/firefly.geog.umd.edu/firemap [accessed 23 March
2012].

21. P. Artaxo, H. C. Hansson, Atmos. Environ. 29, 393 (1995).

22. M. 0. Andreae, P. ]. Crutzen, Science 276, 1052 (1997).

23. P. Artaxo, W. Maenhaut, H. Storms, R. Vangrieken,
J. Geophys. Res. 95, 16971 (1990).

24. A. Worobiec et al., Atmos. Environ. 41, 9217 (2007).

25. D. R. Lawson, ]. W. Winchester, J. Geophys. Res. 84, 3723
(1979).

26. D.R. Lawson, ]. W. Winchester, Geophys. Res. Lett. 5, 195
(1978).

27. G. E. Nemeryuk, Sov. Plant Physiol. 17, 560 (1970).

28. G. Crozat, Tellus 31, 52 (1979).

29. W. Beauford, ). Barber, A. R. Barringer, Science 195, 571
(1977).

30. W. Beauford, ]. Barber, A. R. Barringer, Nature 256, 35
(1975).

31. A K. Bertram et al., Atmos. Chem. Phys. 11, 10995 (2011).

32. M. Song, C. Marcolli, U. K. Krieger, A. Zuend, T. Peter,
Atmos. Chem. Phys. 12, 2691 (2012).

33. A.Zuend, ). H. Seinfeld, Atmos. Chem. Phys. 12, 3857 (2012).

34. S. S. Gunthe et al., Atmos. Chem. Phys. 9, 7551 (2009).

Acknowledgments: This work has been supported by the
Max Planck Society, the Max Planck Graduate Center, the
Geocycles Cluster Mainz (Landesexzellenzcluster Rheinland-Pfalz),

and the European Community (PEGASOS, FP7-265148). The
Harvard Environmental Chamber was supported by the Office
of Science, Office of Basic Energy Sciences (BES), U.S.
Department of Energy (DOE), grant no. DE-FGO2-08ER6452,
and the U.S. NSF under grant no. 0925467. The Advanced
Light Source is supported by the Director, Office of Science,
BES, of the U.S. DOE under contract no. DE-AC02-05CH11231.
We thank the Helmholtz-Zentrum Berlin for the allocation of
synchrotron radiation beamtime at BESSY Il. We thank the
Instituto Nacional de Pesquisas da Amazdnia (INPA), Manaus,
and the ATTO team under the Brazilian coordinator, A. O. Manzi,
for their collaboration and field support. We also thank

G. R. Carmichael and the Center for Global and Regional
Environmental Research at the University of lowa for support
in the Weather Research and Forecasting (WRF) model
simulations. We gratefully acknowledge R. Ditz, I. Trebs,

X. Chi, J. A. Huffman, ]. Kesselmeier, ]. Schdngart,

M. Kuwata, T. Tyliszczak, ]. Huth, G. Schiitz, E. Goering,

M. Bechtel, ].-D. Fdrster, and T. Behrendt for support and
helpful discussions.

Supplementary Materials
www.sciencemag.org/cgi/content/full/337/6098/1075/DC1
Materials and Methods

Supplementary Text

Figs. S1 to S12

Tables S1 to S9

References (35-106)

12 April 2012; accepted 23 July 2012
10.1126/science.1223264

Radiative Absorption Enhancements
Due to the Mixing State of
Atmospheric Black Carbon
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Atmospheric black carbon (BC) warms Earth’s climate, and its reduction has been targeted for
near-term climate change mitigation. Models that include forcing by BC assume internal mixing with
non-BC aerosol components that enhance BC absorption, often by a factor of ~2; such model estimates
have yet to be clearly validated through atmospheric observations. Here, direct in situ measurements
of BC absorption enhancements (E,,s) and mixing state are reported for two California regions. The
observed Ep is small—6% on average at 532 nm—and increases weakly with photochemical aging.
The Egs is less than predicted from observationally constrained theoretical calculations, suggesting

that many climate models may overestimate warming by BC. These ambient observations stand in
contrast to laboratory measurements that show substantial £, for BC are possible.

lack carbon (BC) in the atmosphere has a

strong effect on global and regional cli-

mate, with some estimates suggesting that
the positive (warming) radiative forcing by BC is
second only to CO, (7), making it an important
near-term climate mitigation target (2, 3). Quan-
tification of the warming caused by BC in global
climate models depends explicitly on the mixing
state assumed for particles (internal versus ex-
ternal) and, for internal mixtures, the assumed
influence of coatings on the magnitude of BC
absorption (4-6). Optical properties of internally
mixed BC-containing particles can be calculated
in various ways, all of which indicate substantially
greater absorption than for an equivalent exter-

nal mixture—the absorption by internally mixed
BC is “enhanced” because the coatings act as a
lens (7). Model estimates of BC radiative forcing
are increased by up to a factor of 2 for internally
versus externally mixed BC (4, 5), and many
models that use external mixtures simply multi-
ply BC absorption by a scaling factor (8) to ac-
count for the theoretical absorption enhancement
(Eps).- However, the magnitude of E,,s has not
been determined for real atmospheric particles
(9, 10), which is crucial as more models describe
aerosol distributions as combinations of internal
and external mixtures (/7).

In this study, direct measurements of F,p
and average mixing state for BC in the atmo-

sphere around California are reported from two
field campaigns: the 2010 CalNex study and
the Carbonaceous Aerosols and Radiative Ef-
fects Study (CARES). The CalNex measure-
ments were made onboard the R/V Atlantis,
whereas the CARES measurements were made
at a ground site in the Sacramento urban area
(fig. S1) (12). Our observations indicate that the
E,,s for ambient particles around large urban
centers do not vary much with photochemical
aging, are significantly less than predicted from
traditional core-shell Mie theory, and are in con-
trast to laboratory experiments, suggesting that
the warming by BC may be overestimated in cli-
mate models. Further, they indicate a role for
absorption by non-BC aerosol components [brown
carbon (BrC)] (/3) in urban environments at short
visible wavelengths.
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Photochemical aging of urban air masses leads
to the production of nonrefractory particulate mat-
ter (NR-PM), some of which is internally mixed
with BC and can, in principle, lead to Es > 1.
The fraction of NR-PM exclusively associated
with BC is termed here NR-PMgpc. The extent
to which BC can theoretically be enhanced via
lensing depends critically on the ratio Rgc =
[NR-PMgc)/[BC] (7). During CalNex, chemical-
ly resolved mass concentrations of sub-micrometer
NR-PMg were explicitly measured with a SP-
AMS (soot particle—aerosol mass spectrometer)
(14), from which Rpc is directly quantified. The
observed Rpc increases rapidly with photochem-
ical age (PCA), which was estimated from the
quantity —log([INO,J/[NO,]) (Fig. 1A). [The ratio
—log([NO,J/[NO,]) serves as a photochemical
“clock” by assuming that the conversion of NO,
(=NO + NO,) to NO,, occurs at a rate equal to
the NO, + OH reaction rate (/2).] This indicates
that photochemical aging led to significant pro-

Estimated Photochemical Age (hours)

duction of NR-PMpc material and growth of
BC-containing particles, in particular through con-
densation of oxygenated organic aerosol (OOA)
and SO,> (Fig. 1, B to D, and figs. S8 and S9).
These measurements show explicitly how the
composition of only the BC-containing particles
changes during photochemical aging, providing
strong constraints for use in comparing the ob-
served E,,, with theoretical calculations.

During CalNex and CARES, E,,; was mea-
sured as the ratio between ambient particle ab-
sorption (baps.ambient) and the absorption after
particle heating in a thermodenuder (bpsp) t0
evaporate and remove non-BC NR-PM, includ-
ing NR-PMgc (fig. S4) (12). The absorption mea-
surements were made at 532 and 405 nm by
using photoacoustic spectroscopy (fig. S3) (12).
The observed E,s include effects of both lens-
ing and of BrC absorption (/5).

Despite the substantial photochemical produc-
tion of NR-PM and NR-PMgc and the growth
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Fig. 1. (A) The Rgc (=INR-PMgcl/[BC]) ratio as a function of PCA (—log(INO,I/INO,)) for total NR-PMgc during

CalNex. The box and whisker plots show the mean (m),

and 91st percentile (whisker) results for periods in which [BC] > 0.07 ug m™

median (), lower and upper quartile (boxes), and 9th
(light gray points, ®). For

reference, the gray dots show all data. The corresponding PCA (assuming [OH] = 4 x 10° molecules cm™) is
shown on the top axis. The boxes are color-coded according to the scaled oxygenated organic aerosol (O0A)
fraction of total OA (12). (B to D) Chemically resolved mass-weighted particle time-of-flight vacuum aero-
dynamic diameter (d,,) size distributions from the SP-AMS for BC internally mixed with NR-PMg, including
S0,%", NO5~, NH,*, and OA, for periods where —log(INO,VINO,]) was (B) 0.05 (fresh; Rgc = 3.1), (0) 0.3
(intermediate; Rgc = 10.3), and (D) 0.85 (aged; Rgc = 15.8). The total OA has been split into two OA types
identified from factor analysis as hydrocarbon-like organic aerosol (HOA) and OOA. The pie charts show
the fractional contributions of the various species to the total mass of BC-containing particles.
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of BC-containing particles (Fig. 1), the observed
E,s values during both campaigns change only
slowly with PCA and are not much above unity
(Fig. 2). Further, the E,,s during CalNex ex-
hibited minimal dependence on Rpc (Fig. 3).
The average E,ps 530nm during both campaigns is
1.06 = 0.006 (2 SEM), suggesting that NR-PMpc
increased the absorption by 6% on average. The
slightly larger E.us at 405 nm [1.13 £ 0.01 (2
SEM)] likely indicates the influence of BrC on
absorption in this wavelength region. Consideration
of the BC mass absorption coefficient (MACgc =
b.,s/[BC]), variations in which have traditionally
been used to infer £, leads to similar conclusions
(although with greater uncertainties) (fig. S17) (12).
Overall, these results lead to the unexpected con-
clusion that photochemical aging and NR-PMpc
production did not cause a substantial increase
in the absorption enhancement for BC. Single-
particle microscopy measurements from locations
around the world (/6-18) indicate it is common to
find BC inclusions at the edge of collected par-
ticles rather than deeply embedded in a “coating”
material (which would be necessary to observe
large absorption enhancements), which is con-
sistent with our ambient observations.

Climate models that account for internal mix-
ing of BC commonly use core-shell Mie theory to
calculate the optical properties of BC-containing
particles. Time-series of E,,¢ during CalNex have
therefore been calculated here by using core-shell
Mie theory and binned according to PCA. One
feature of our study is that all inputs to the cal-
culations, in particular the particle mixing state
(the Rpc and size distributions of both BC and
non-BC containing particles), were observation-
ally constrained by the comprehensive suite of in-
strumentation available during CalNex (12). Ejps
was calculated for either a unimodal or bimodal
distribution of coating thicknesses on the BC par-
ticles (fig. S7) (12). The calculated E,, are sig-
nificantly greater than the observed values at all
PCAs, demonstrating that core-shell Mie theory
substantially overestimates the actual £, even
when explicitly constrained by observations of Rgc
(Fig. 2). The difference between the bimodal and
unimodal simulations illustrates the importance
of mixing state assumptions to the calculations. If
all NR-PM (not just NR-PMpc) had been as-
sumed to be internally mixed with BC, the over-
prediction of E,,s would have been even larger
because only ~20% of the total sub-micrometer
NR-PM was NR-PMg(, on average. This is an
important consideration for models that assume
internal mixing but do not dynamically account
for the distribution of NR-PM between BC and
non—-BC-containing particles.

These ambient observations are in contrast to
results from laboratory experiments we conducted
in which large E,pss30nm values were observed
when flame-generated BC was internally mixed
with dioctyl sebacate (DOS) (Fig. 3) (12). For a
given BC particle size, the measured E,,s increased
with Rgc (Which varied over the same range as the
ambient Rgc) and were generally consistent with
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core-shell theory. These laboratory results clearly
demonstrate that internal mixing of BC with NR-
PM can produce large s, as has previously been
observed (19, 20). Further work is needed to re-
solve the discrepancies between field observations
and laboratory studies.

Although there is no evidence of strong lensing-
induced absorption enhancements at 532 nm, the
slightly larger £, at 405 nm suggests absorption
by some NR-PM species at shorter wavelengths
occurred; we assume the absorbing NR-PM spe-
cies to be BrC. BrC is particulate organic carbon
that absorbs light at visible and near-ultraviolet
(UV) wavelengths (/3), with the absorption in-
creasing strongly toward shorter wavelengths
(21). Here, the difference between E,ps 405nm and
Ebs 532nm €an be interpreted as the approximate
contribution to absorption by BrC at 405 nm—
whether it exists internally mixed with BC or not
(15). For both CalNex and CARES, BrC absorp-
tion is ~10% of the total absorption at 405 nm
(Fig. 2), corresponding to campaign average MACs
for BrC of 0.12 m*/g (CalNex) and 0.14 m*/g
(CARES) and a derived imaginary refractive in-
dex of ~0.004 (12). This additional absorption by

| | | { t B | | | t | D NR-PM in the near-UV region can have an im-

05 - -
00 02 04 06 08 10 1200 02 04 06 08 10 12 pa’fltlé’“ phOtOChggcal 0 rt’[f:ﬁducmig (22, 23) and
_log([NOX]/[NOy]) _log([NOx]/[Noy]) COl Suppress concent ons, thus mcereasmng

Fig. 2. Measured £, at (A and C) 532 nm (green) and (B and D) 405 nm (blue) for CalNex [(A)
and (B)] and CARES [(C) and (D)] as a function of PCA, estimated from —log(INO,J/INO,]). The light-
colored points correspond to individual measurements, whereas the box and whisker plots show the
binned mean (®), median (-), lower and upper quartile (boxes), and 9th and 91st percentile
(whisker). Calculated E,ps values for CalNex are shown, assuming that the distribution of NR-PMg¢
material on the BC-containing particles was either bimodal (orange lines) or unimodal (orange box
and whisker). For the bimodal case, one mode was assumed to be “thickly” coated, whereas the
other was “thinly” coated. The thinly coated mode was assumed to have either Rgc = 1 (solid) or

0.1 (dashed).

Fig. 3. Observed E,,s at 532 nm as a function of Ry for
laboratory experiments in which BC particles of various size,
produced from ethylene flame, were coated with dioctyl seb-
acate (symbols). The dj, e Values are the volume-equivalent
diameter of the uncoated BC particles. Uncertainties are 1c.
Calculated E from core-shell Mie theory (lines) are shown
for the differently sized BC particles and are in generally good
agreement with the observations; the colored bands show the
uncertainty range in the calculations. The observed mean am-
bient particle E,ps versus Rgc during CalNex is shown for com-

parison (orange line).

1080

the lifetime of greenhouse gases such as methane
or affecting the conversion of SO, into scattering
sulfate aerosol (24).

Our measurements indicate that BC emitted
from large to medium-sized urban centers (dom-
inated by fossil fuel emissions) does not exhibit
a substantial absorption enhancement when in-
ternally mixed with non-BC material, which is
in stark contrast to laboratory experiments and
model calculations. The small observed values
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of E,ps suggest that models that assume internal
mixtures in a core-shell configuration, or scale
the absorption (or forcing) by externally mixed
BC particles, can substantially overestimate the
atmospheric warming by BC, potentially by up
to a factor of 2 (4, 5). The climate benefits of BC
mitigation (3) would similarly be overestimated.
This would be true even for models that specif-
ically track the mixing state of BC particles as
they evolve in time (25). It is possible that non—
fossil-derived BC (such as emitted from biomass
burning) may exist with a considerably different
internal morphology or amounts of BrC as com-
pared with the ambient particles observed in this
study, and thus different observable Ej,s values.
Models may ultimately need to treat BC from
fossil-fuel combustion differently than BC from
biomass burning, although this awaits validation
through further measurements of wavelength-
dependent E,,; for atmospheric particles in a vari-
ety of locations around the world. The contrast
between our ambient observations and model for-
mulations highlights the still incomplete under-
standing of radiative forcing by atmospheric BC
with respect to particle-mixing state. Additional
challenges include the quantification of BC emis-
sion inventories, wet-deposition removal rates,

and the specification of the spatial and temporal
distributions of BC (particularly the altitudinal
profile) (26).
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A Gain-of-Function

Polymorphism

Controlling Complex Traits and Fitness

in Nature
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Identification of the causal genes that control complex trait variation remains challenging, limiting
our appreciation of the evolutionary processes that influence polymorphisms in nature. We cloned
a quantitative trait locus that controls plant defensive chemistry, damage by insect herbivores,
survival, and reproduction in the natural environments where this polymorphism evolved.

These ecological effects are driven by duplications in the BCMA (branched-chain methionine
allocation) loci controlling this variation and by two selectively favored amino acid changes in the
glucosinolate-biosynthetic cytochrome P450 proteins that they encode. These changes cause a
gain of novel enzyme function, modulated by allelic differences in catalytic rate and gene copy
number. Ecological interactions in diverse environments likely contribute to the widespread

polymorphism of this biochemical function.

underlie complex trait variation in nature

and the evolutionary processes that influ-
ence these polymorphisms. Most such work has
focused on loss-of-function mutations that lead to
adaptive phenotypes (/), likely because novel
gain-of-function changes occur infrequently and
require persistent natural selection to be main-
tained in populations (2). Nonetheless, new func-
tional mechanisms are crucially important for
adaptive evolution (3). To understand the adapt-
ive consequences of complex trait variation, we

Few studies have identified the genes that

must establish a direct relationship between ge-
netic polymorphisms and phenotypic traits, and
investigate the fitness consequences of this varia-
tion in natural environments (/).

Glucosinolates are biologically active second-
ary compounds (fig. S1) found in Arabidopsis and
its relatives (4) that are important in many aspects
of plant defense, influencing oviposition and
feeding by insect herbivores (5), defense against
microbial pathogens (6), and composition of
associated microbial communities (7). Typically,
generalist insects are sensitive to glucosinolate-

based plant defenses, whereas specialists may be
able to cope with these compounds, which may
serve as oviposition cues and feeding stimulants (5).

The ecological model plant Boechera stricta
(Brassicaceae) is a native, short-lived perennial
with a close phylogenetic relationship to Arabidopsis
(8), often found in undisturbed habitats where
current environments are similar to historical con-
ditions that have existed for ~3000 years (9). In
field populations near Lost Trail Pass in Montana
and Crested Butte in Colorado, we measured
natural selection on foliar damage from herbivores
using local genotypes. We mapped a quantita-
tive trait locus (QTL) in B. stricta that contributes
to insect resistance and controls allocation to
glucosinolates derived from branched-chain ami-
no acids or methionine [the BCMA (branched-
chain methionine allocation) locus] (10). Although
most Brassicaceae synthesize glucosinolates from
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